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Inapreviouspaperofthisseries,')itwasreportedthatusnicacidaiforded，onalkaline degradation,4,6-dihydroxy-3,5-dimethylcoumaran-2-one,inadditiontousneticandpyrousnlc acids・Thisfindingpromptedustoinvestigatethealkalinedegradationofdihydrousnicacid，sinceitsdegradationreactionsareremarkablydifferentfromthoseofusnicacid､3）Thispaper dealswiththestructureelucidationofanewalkalinedegradationpmductofdihydrousnic acid,ａｎｄwiththemechanismofitsformation・Z-Dihydrousnicacid,[覗一97｡(c＝1.01,dioxane),washydrolyzedwith50％(w/v)sodiumhydroxidesolutioninanoxygenoranitrogen streamtoaffordCﾕGH2oO8(1),colorlessplatesofmpl45｡(dec.)化]：＋75,7｡(c＝1.03,dioxane)．Compoundlshowsinfrared(IR)absolptionbands(cm-1)ａｔ３５２０(ＯＨ),１７２０(COOH),１６８０ (α,β‐unsaturatedC=O),１６００(C=OchelatedwithenolOH)ａｎｄｌ５６０(broad,characteristicof atriketonel))ａｎｄmass(ＭＳ)fragmentionsatllVe296(M-CO2)ａｎｄ，"ん252(M+－２×CO2)．Compoundlwasmethylatedwithdiazomethanetoaffordadimethylate,C18H型08(IILcolorlesstriangularcrystalsofmp76-78o,andamonomethylate,C17H2sO8(I、),colodessneedlesofmp154。、CompoundlllshowedanMSfragmentionatl"/c３１０(lW-CO2）ａｎｄｴHnucIearmagneticresonance(PMR)si:pnals(6-value,ppm)ａｔ２．５１(s’３Ｈ),18.14(s’１Ｈ),１．６２(s'3H)， 2.89(d'２Ｈ),ａｎｄ２．１２(d,ｔ,１Ｈ),whichcouldbeassignedtoachelatedCOCH3,achelated enolOH,anangularCH3,andmethyleneandmethineprotonsina-CH2-9H-group,reSpec-tively,asshowninTableL 


















































































































































Ｉ(Ｘ－Ｏ)1｡ ｍ（ｘ＝ｏ） 1Ｖ(Ｘ＝Ｏ）ＷＸ－Ｎ－Ｏ－）Dihydrousnicacid 
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jililli 1595 Ｎｏ．５ ＣＨ３ １２綱‐H製0,5Ll91(211-C0,5Ｌ166（｜合｢OH仏1,48L165(A-H,31Ll52（ＣＨ'1のＩ（B),100ルCHS/Ｙ、AoHooc/￣、cH､Ｏ 、/OHI2`(ソＡＣ(CL591,124(A-C2H2｡,鰹),108(B-C○圏,631
O 
ThefractionofR/0.04(TLC,siUcagelimpregnatedwith0.1Ｎ(COOH上,"hexane-acetone-5：１)was
chromatographedonsilicagelwithCHC13-acetone(5:１)andtheresultingfractionofR/０．２９(TLC,ＣＨＣ１泰
acetone＝5:１）（２０ｍｇ)wassublimed”Dα“０ａｔ７０゜toafIordcolor1essneedles（１５ｍｇ)ｏｆｍｐｌＯ６゜；this
materialwasidenticalwith4-methylresorcinol，obtainedfrom2,6-dihydroxy-3-methyl-acetophenoneby 
hydrolysiswith５０％ＮａＯＨ(IRandmixedfusion)．dlI2J・CalcdforC7H803:Ｃ,67.73；Ｈ,6.50．Found8C、67.27；Ｈ，６．４０．Compoundlwasalsoobtainedfroml-dihydrousnicacidbyhydrolysisinanitrogen
stream･ 
Methylationofl-Compoundl(０．５９)ｉｎＭｅＯＨ（３０ｍl)wasmethylatedwithdiazomethaneandthe 
productwascolumn-chromatographedonsilicicacid（１００９)withbenzene-acetone(30：１)toaffordfractions ofRm､１８ａｎｄ0.33(TLC,silicagelimpregnatedwith0.1Ｎ(ＣＯＯＨ脳benzene-acetone＝50:１)．Thefraction
ofR/0.18waschromatographedonsilicagel(８０９)ｗｉｔｈ〃-hexane-acetone(5:１)andtheresultingfraction
ofR/０．８４(TLC,，D-hexan←acetone＝５:１）ｗａｓcrysta1lizedfrompetr-ether-ethertoaHordthedimethylate 
(11),colorlesstriangularcrystalsofmp76-78゜．』"｡ｊ､CalcdforC18H2408：Ｃ,58.69；Ｈ,6.57．Found：Ｃ，
58.37；ｎ,6.60．ThefractionofR/0.33,oneofthetwofractionsmentionedabove,wasfurtherchromato‐ 
graphedonsilicicacid(５０９)withbenzene-AcOEt(50:１)andtheresultingfractionofJV０．４１（TLC,silica 
gelimpregnatedwith0.1Ｎ（ＣＯＯＨ)２，benzen←AcOEt＝50：１）wascrystaUizedfrompetr-ether-etherto afIordthemonomethylate（、)，colorlessneedlesofmpl54｡、Yield：１３０ｍｇ．』打αﾉ.CalcdforC17H型03：
C､57.62；Ｈ,6.55．Found：Ｃ,57.73；Ｈ,6.46．ＩＲ（cm-n)：３５００(ＯＨ)，１７５０(COOCH3)，１７１５（C=O)，１６１０ 
(C=OchelatedwithenolOH),１５４０(broad,triketone)．UVAmQx(nｍ,loge):２７４(4.25)．ＭＳ,，'ん(rel・intensity
96)：３５４(Ｍ十,４７)，３３６(Ｍ+－Ｈ30,5)，３１０（Ｍ十一CO2,13)，２９２（３１０－Ｈ２0,53)，２６０(２９２－CHsOH,２７)，２３２
(260-CO,l2L218(260-C圏H20,16),２１７(260-CH`CO,13),１８０(CH週-F=6-CHa,43)，１６６(Ａand/o［
Ｃ－ＣＯＯＨ 
ＣＯＯＣＨ３ 
ＣＨ３ 
Ｈ８Ｃ､／、cH3ooc」L±｣しcH，(D),100),135(D-ocH`,16),134(D-cH3oH,19),126(c,34),107(D-coocH圏,33）
Pyrolysisof￣Compoundl(０．５９)washeatedatl30-135oj〃ｕａｃｌ４ｏ(３ｍｍＨｇ)for40minandwhen
bubblingceased,theresmousproduct(０．４９)waschromatographedonsilicicaci。（２００９)withlz-hexane-
acetone(10:１)．ThefractionofR/０．２(TLC,silicagelimpregnatedwith0.1Ｎ(COOHルルl1exane-acetone＝
10:１)wascrystallizedfrompetr-ether-ethertoaflordlV,colorlessneedlesofmp128-129｡、Yield：１１０ｍｇ．
」"nLCalcdforC1sH180`：Ｃ,64.73；Ｈ,6.52．Found8C,64.50；Ｈ,６．４３．１Ｒ(cm-1)：１７００(ＣＯＯＨ)，１６６５
(",β-unsaturatedC=O)，１５９０(C=Ochelatedwitheno1OH)，１５４５（broad,triketone)．ＵＶＡ…(nｍ,ｌｏｇ‘)： 
225(shoulder,3.99),272.5(4.26)．ＭＳ,"た（re1､intensity％)：２７８（Ｍ+,５１)，２６０（Ｍ÷-Ｈ２0,11)，２４５（260
-CＨ3,3),２３４(ＭキーCO2,3),２１８(２６０－C2H20,4),１６６(A,２５)，１５２(B,100),１４８(Ａ－Ｈ図0,12),１２６(C’８),１２４
(Ａ－ＣｇＨ30,9)，１０８(Ｂ－ＣＯ塾,２２),１０７（Ｂ－ＣＯＯＨ,２６),９８(Ｃ－ＣＯ,９),９３(１０８－CHS,２８),８４(C-C2H30,４)．
Ｏｘｉｍａｔｉｏｎｏｆｌ－Ａｍｉｘｔｕｒｅｏｆｌ（０．５９)，ＮＨ圏OＨＨＣ１（０．５９)inpyridine（0.5ｍl)ａｎｄＥｔＯＨ（５ｍl）
ｗａｓｒｅｎｕｘｅｄｏｎａｗａｔｅｒｂａｔｈｆｏｒ５ｈｒａｎdthereactionmixture，afterremovalofthesolventbyevaporation， 
wasacidinedwithdil･ＨＣ１ａｎｄｅｘｔｒａｃｔｅｄｗｉｔｈＡｃＯＥｔ･Theethylacetate-solublefractioｎａＢｂｒｄｅｄａｎｏｉｌ 
(430ｍｇ),whichwaschmmatographedonsilicicacid（１００９）ｗｉｔｈＣＨＣいAcOEt(20:１)．ＴｈｅｆｒａｃｔｉｏｎｏｆＲ/0.53（TLC,silicagelimpregnatedwithO1N（COOH)2,ＣＨＣ1歩AcOEt-2081）（７０ｍｇ)wascrystallized
frompetr-ether-ethertoaHfordVjcolorlesｓｐｌａｔｅｓｏｆｍｐｌ８７ｏ･Ｔｈｉｓｏｘｉｍｅｗａｓｉｄｅｎｔｉｃａｌｗｉｔｈｔｈｅｍｏno-
oximemonoanhydrideoflV(mixedfusionandlR)．』"αＩ.CalcdforC,`Ｈ１７ＮＯ４:Ｃ,65.44;ｎ,6.22；Ｎ,5.09．
Found:Ｃ,65.41；Ｈ,6.05;Ｎ,5.31.Ｍｓｗｅ(reLintensity％)：２７５（Ｍ十,100)，２５７（Ｍ十一Ｈ曾0,20)，２３１（Ｍ＋
、／Ｏ、
-｡…`(,ﾉｰｮ(･灘"ル
O 
TbelractionofR/0.10(TLC,silicagelimpregnatedwith0.1Ｎ(ＣＯＯＨ上,CHC1sFAcOEt-20:１）(６０ｍｇ）
wasfurtherchromatograPhedonsilicagelwithCHC1鈩EtOH（20:１）andtheresultingfractionofJV0.36
（１０ｍｇ）（TLC,CHC13-EtOH＝20：１)ａ且ordedVI,colorlessp1atesofmp228-230..Ａ”1.CalcdfOrC15H1s‐Ｎ20`:Ｃ,62.05;ｎ,6.25;Ｎ,9.65．Found:Ｃ,62.13;Ｈ,6.33;Ｎ,9.59．ＭＳＷ‘(reLintensity％)：２９０(Ｍ+， 
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